Instruments. ESI-MS was performed on an Agilent Technologies ESI-TOF-MS.
UV-Vis absorption spectra were recorded on Cary 5000. FTIR spectra were recorded on Nicolet Avatar 380 with samples prepared as KBr pellets. Energy-dispersive X-ray spectroscopy (EDX) analysis was performed on a Hitachi S-4800 microscope operated at 20kV. Inductively coupled plasma-atomic emission spectrometry (ICP-AES) measurements were performed using a Thermo Electron IRIS Intrepid II XSP spectrometer. X-ray powder diffractometry study of the 1 was performed on a Panalytical X-Pert pro diffractometer with Cu Kα radiation. The transmission electron microscopy (TEM) image was obtained using a Tecnai F30 microscopy. The operating voltage was 300 kV. NMR data were recorded on a Bruker Avance II spectrometer (500 MHz). Intensity data of 1 were collected on an Agilent SuperNova Dual system (Mo K). Absorption corrections were applied by using the program CrysAlis (multi-scan). The structure was solved by direct methods, and non-hydrogen atoms except for solvent molecules and the disordered SbF6 ions were refined anisotropically by least-squares on F 2 using the SHELXTL program. One A level alert in CIFCheck report (VERY LARGE Solvent Accessible VOID(S) in Structure) is due to the existence of unresolved solvent molecules.
Synthesis of [Ag35(H2L)2(L)(C≡CBu t )16](SbF6)3 (1).
To 3.0 mL methanol mixture of AgC≡CBu t (0.1 mmol) and AgSbF6 (0.1 mmol), a freshly prepared solution of NaBH4 (0.02 mmol in 1 mL of ethanol) was added dropwise under vigorous stirring. The solution color changed from colorless to pale brown and finally to dark brown. Then 3.0 mL CHCl3 solution containing H4L (0.02 mmol) was added to the mixture and followed by addition of triethylamine (10 uL). Then the reaction continued for 20 h at room temperature in air in the dark. The mixture was evaporated to dryness to give a dark solid. This solid was suspended in 8 mL n-pentane, and centrifuged for 2 min at 10000 r/min, then the supernatant was removed. The residue solid was dissolved in a mixture of toluene (2 mL) and methylene chloride (0.5 mL), and the solution was centrifuged for 3 min at10000 r/min. The supernatant was collected and transferred to a test tube of 1 cm diameter, then ca. 8 mL n-pentane was layered on to the solution. After the solution was stored at 4 °C for about one week, and sheet-like dark crystals deposited in 11% yield (5.1 mg, based on Ag). Elemental analysis (EDX) for 1, calcd (%): Ag, 70.0; Sb, 6.0; S, 24.0; found: Ag, 69.1; Sb, 6.0; S, 24.9. IR: 2012 cm (Fig. 4A) ; (B) Addition of 2 equiv NEt3 and 1 equiv AgSbF6 salt (Fig.4B) . (C) Addition of 2 equiv NEt3 (Fig. 4C) . (D) Addition of 2 equiv HBF4 (Fig. 4D) .
Theoretical calculations.
Density functional theory (DFT) calculations were performed with the quantum chemistry program Turbomole V6.4. To save computational time, we replaced t Bu on BTCA with H, t Bu on t BuC≡C with CH3. The def2-SV(P) basis sets were used for C, H, O, S, Ag. Geometry optimization and time-dependent DFT calculation of the UV-vis absorption spectra were done with the functional of Becke, Perdew 86. Table and Figures   table S1 . Crystal data and structure refinement for 1.
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Empirical formula C226H4Ag35Cl6F18O12S12Sb3
Formula weight 7990.39
Wavelength ( 
